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Reactions of Hydrazine Derivatives. Part 12. Reaction of Beta-
Dialkylamino-ketones with hydrazines (Reaktsii proizvodnykh
gidrazina. xal. Vzaimodeystviye beta-dialkilaminoketonov s

gldrazinom

Znurnal Obshchey Khimii, 1957, Vol. 27, No. 1, PP. 258-261
(1.5.5.R.)

The reaction of hydrazine derivatives was extended to a number of
alkyl-aryl ketones for the purpose of investigating its rules and
to obtain pyrazolones vaich cannot be cobained by any other method.
This reaction was found to be easily adaptable for bota~amino-
propiophenones which have various substituents in the nucleus and
in the alpha-carbon atom in the gide chain. {n this case the
reaction with hydrazine resulted in the formation of 3-aryl-h-
alkylpyrazolines. The presence of alkyl- or al koxy Erovwps in the
micleus was not seen to affect the reaction procesd, the yelds
were high and decreased somewhat only in the presence of branching.
The pyrazolines obtained from the hydrasine reaction, when exposed
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Mannich reaction (reaktsiya Mannikha) have been counteq among tha
/ easily accesgible compounds). Mention is made o

f the works by
Nisbets (Ref 92), Babayan ang Gambaryan (Bef 99) as well as by
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ities are mentioned ag €.g. that 5-nitr0pyra.zolines separate ni-
trogenous acid, on which occasi

k™

io aoid; it ig further said that in S5-bromine
S-nitrOPyrazolines nitropyrazoi and in acid meddin bromopyrazol are
Card 2/3 formed under alkalinse action. Further methods of obtaining

:ﬁﬁﬂilf’ﬁlrﬁl‘llﬁill Hi
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gynthesis and Properties of B3 oines itropyrazo-
£ ¢% d
ivatives are described as €.g. .fm?xs}form, J-pyra~
ine ger 1ines, 2+-am:in01)371‘34"0'“11“"E e ig given of
mf:oaoids. In conclusion & 3h°?t m.lrxefxmnber of
- logical effect produced by TY T malgeaic Proper-
the physi2 gialkylmninoet“wl"!’yr“onnes e wth of tubercles
159 -ai::ryt—?gl 3-pminopyrazoline re‘:ardst;he g;owmolmes and
ties; 1-pneny~=)- The application tion
X : s s 4 million). ) % had the attentio
(in dilution 1 2 T H | tice has hitherto mot el "47  l . .
ttéeg.r 2‘;’;1-‘;"“‘;;3 3121.1; 077 references, 50 of which are
i €s .

pyrazol
1ines, 5-0XyPY
zoline carboxyli

1. Hydrazine-—Syntheais
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Kost, h. li., Konnova, Yu. V., Suf/79—29—2-29/71
Yershov, V. V., Aukhadze, Ye. G.

TITLE: Reactions of Hydrazine Derivatives (Reektsii proizvoednykh
gidrazina). ZXII. 3-Amino-1-aryl Pyrazolines aud Pheir
Salicylal Derivatives (XX1I. 3_Amino-i-arilpirazoliny i ikh
galitsilal'nyye proizvodnyye)

PERICDICAL: zZhurnal obshchey khimii, 1959, Vol 29, Xr 2,
pp 498 - 502 (USSR)

ABSTRACT: It was demconstrated that 3-amino-1-phenyl pyrazoline (1),
which was synthesized by the authors alrcady earlier, dispos2s,

like some other hydrazine derivatives, of & vactericidal
activity, that is to say, it inhibits tne growth of the
bacilli of human tuberculosis. For this recson the authors
synthesized according to Duffin and vendall (fef 2) several
3-amino-1-phenyl pyrazolines by reaction of U{Lunsaturated
nitriles with aryl hydrazines accor ing to the gscuene
mentioned. On the basis of some reactions the affiliation
of the unsaturated nitrile apparently tales place in thre

Card 1/3 first ntaze of veaction, while cyoclimation occurs afterwards-
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neactions of Hydrazine Derivetives. 7¥I1. -Amino-t-aryl SOV/79-29—2-23/71
Pyrazolines and Their Salicylal Derivatives

Only small amounts of enstable aminopyrazolines resulted
from the synthesis of Duffin and Kendall (ef 2), which wns
carried out strictly according to speaifioations, licnce it
follows that it is wmore favorable not to curry out the
reaction in ethyl alcohol but in the higher boiling butyl
alcohol. Accordingly, sodium butylate instead of sodium
ethylate was used as catalyst. These modifications of reaction
permitted an increase in the yield of aminopyrnzolines by
20-40% (50-80% of the thooretical one)s3~meino-1-n-tolyl
pyrazoline (VI) was ovbtained by reaction of ﬁ-dimethyl-amino
propicnitrile with n-tolyl hydrazine. The most intense acti-
vity against bacilli was exhibited by 1-phenyl-Z-aminopyra-
zoline (I). The 3.aminopyrazolines synthesined readily eatoer
reaction with salicyl—5-bromo salicyl aldohyde 2and 2-oxy
naphthoic aldehyde under formation of bright-colored salicyl
amines., Their absorption spectra are given in the figure.
Almost all salicyl aminopyrazolines cffer precipitations oT
a green coloration with salts of trivalent iron; many of %henm

Card 2/3 produce characteristic precipitations with the salts
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 Cu ” + +2 +
y Bi° 7y, Co™", zn* y Pb Be 2.. There are 3 figures

and 6 references, 7 of which are Soviot,
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versity) © nyy universitet (Moscow State Unj-
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IR IODICAL zTareztiys vysshlikh s
¥a. . pp. 63-T%

*¥XT: In the z3siTort epinion, 3E8 stability of moter

ia s Doat tmportixt grotlea. They trerpiora ntulied ¢
properties of asas Frras line 4 entives in thals capas
wpe authere firet etiainsl cumareus prraztlines havlng o
tesitien ¥, an2 =2 guch having diffeven substituenta
tha following cgayeuniy ware syrinwItzed ns poasilis
1-carbanida-$-p2e time, V-pheayl cartazido-}

iz,
pyracoline. T—wn.,uwna|.u).4.m..|n:u-nwﬂ~ pyrazoline tepkenyl tmiv-
cartanids-y,%, 5.7zl BT zoline,

anid eettyle
m.v:vcso--ng:n‘ syTaiolin T-phenya T
pyrazoline, 1,4, 5-tripteayl prTezslice, 3-wptno-t-phenyl
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Derivatives of peryl thiozartazilies of variou p7Tacolines wers eIIN
7 the actloa e&f phenyl imothlecyacate upod srear pyrszolines (Hel. <.
In & miztlar zaszse>, 3he followesing ccapounds wase
reapezding prrasizzest t-carbasiio-l-ghenyl pyraccline and 1.pheayl
carbamiin-3-phesyl-d-ethyl prrazoline {Ref, mw. 3.azino-3-phenyl
presioline eas srztbesized {rom azrylenitrile and phenyl tydrazine (Ref.6)
1,3, 3~vriphenyl seepzollne wa3s ctialned by tatersction of benial
phenone and phez;l hyirsiine (zet. 7). the efficianiy of the prepsrations
eramined was eszipatel tr copparing their 1ehibising af(e wish the
w2fect of para-sry dtphenyl sal which wiy taken as & ¥
as with the affezt of 2.6-2itertinry tutyl.4-gathyl phenci. Two a3yl
of motor fuala § axd B wers tsken, %he properties a¢ whigh are given I
a3 prepared Sy intermixing +qusl asezsts of fearh
distiliate of erzccracking and of the tenzene. ligynin fraction.

Qgnple B wae grepared ty interaizing the sare amcunts in & ratis 27

30 1 TO. Poth wazjles vere {nhitited Yy 7TAriouy 3dditiens ou the day of
Rheir preparatiss. The add ons wore allosel to diaaclyve in the ater
fusls by deizg «23¢4 a3 bencenn solutions. Barzens wa3 in ap amoust
of » 0.1% of the 2ol volume. The effect of stability of sazples 4 wnd B

card 2/%

exaninssd first. For this purpare t authere stuliel the ftehidited
mosor fuwl far its atability to oxidation by deterzizing the industion
n the Sarls of MOLT 4039-48 (GJ3T 4039-48) wathin & h. Tte content
of petential resima in the ot 4ual waz detersined nmext. Resalts stow
that some syTateline derivative sazplea bave 8 =onstderadle inhidirizg
affect. The btest Tesults were 7ieldel by the uae of 1-phenyl Sbic-
¢.tricetbyl pyrezalice. In the sanple inkiditaed wit: thaw
subatance, the resin forzation sppe red ouly af%er teo =zenths, while
resins in s neziztibited saaple increased witk uninterruptel intezsity
throughsut e whale storage time. There are 5 tadles and T raferezces:
5 Sovist, 1 U2, and ! Serean. .

ASSOCIATION:T Erseovekir gosudarstyennyy universttet iz X. Y. Lomozorova
) {¥2scov J%ate Univergity lasnt ¥ Y. leznnosov) Gro=8XII
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etnylation of Pyrazolined with Acr

Zhurnal obshchey knimil, 1960, Vol 3 } )

peRTOPICAL:  ZOupnal SHHcet) .
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ABSTRACT: e g?\ae of an aqueous solutlon © 4
resenc \
I,;he above reactlon involves the H at 111
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There are 8 references, [ Soviet, 1 German.

ASSOCIATION: Moscow State University (MO»kOVukl’ vooudarotvenndj
universitet)

SUBMITTED: February 12, 1959
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Reactlons of Hydrazine Derivatives. XXVIII. 77678

SOV 75-30-2-2%,73

The obtained products and their prorerties are zivsarn

below: Lo
Obtained Product bp/mm pr, Yield nio @.?3
in 4 -
1-(/2 -cyanoethyl)-3,5,5-trimethy 1] 120-1210/ o , Ao
pyﬂéioline B ) 5 ¥y1]120-1219/10] 71.5 | 1.5735 ] ©.9%63 |
1-([5-cyanoethyl)-5-methyl-3,5- o ar
diethylpyrazoline (II) 116-119 /3 14 1.4753 0.9586
1-( E-cyanoethyl ~l-ethyl- 121_1220/3 Th.L | L4743 ] o.9567

5-propylpyrazoline (III)
1-([3 -cyanoethyl)-4,4-dimethyl-5-|118-119°/6 1.4702 o4
1sopropylpyrazoline,(lv) 293 0-91e2

l-éB -cyanoethyl)-4-isopropyl-5- -130°
iscbutylpyrazoline (V) propyl-> 127-130°/3 | 63.8 | 1.4703 0.9274
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pyrazoline ?5??1)-5—pheny1_
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AUTHORS : Kost, . N., Suminov, 9, I., Sagitullin, R. S., i
Yershov, V. V. B
TITLE: Reactions of Hydrazine Derivatives.XXIX.Cyanoethylation
of Pyrazolones f|
PERIODICAL: Zhurnal obshchey khimii, 1960, Vol. 30, No. T, ,‘./

pp. 2286 - 2291

TEXT: The cyanoethylation of the pyrazolones haa hitherto not been de-
scribed; there are even indications (Ref. 1) that 1-phenyl-3-methyl pyra-
zolone does not react with acrylic nitrile. The present ,experiments how-
ever, show that pyrazolones readily add acrylic nitrileqin the presence
of alkali lyes. To render the determination of the structure easier (ad-
dition to the hydroxyl group or methylene group in position 4) pyra-
zolones were synthesized with a B-cyanoethyl group in pomition 1 or 4.
For synthesizing 1-(B-cyanoethyl}-pyrazolones-5 the reaction of B-hydra-
zine propionitrile was made with esters of B-ketonic acids. A German and
an American patent indicate that 3-methyl-1-(p-cyancethyl)-pyrazolone-5

Card 1/3
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Reactions of Hydrazine Derivatives . XXIX. 8/079 60/030/007/012/020
Cyanoethylation of Pyrazolones 8001 /B06T

s and 3-pheny1-1-(B-cyanoethyl)-pyrazolone-5 may be obtained by this meth-

: od (Refs. 2,3). According to.the data of the present paper the reaction
of p-hydrazine progionitrileWyith the esters of various p-ketonic acids
in alcohol, under short boiling, leads to the corresponding 1-(p-cyano-
ethyl)-},4»dia1ky1-pyrazoloneam5 (65~95% yield) (Scheme 1). The synthesis
of pyrazolones with the p-cyanoethyl group in position 4 was based on
monocyanoethylated acetoacetic ester and the corresponding hydrazines
(Scheme 2). According $o data by W. Krohs (Ref. 4) 3.methyl=-pyrazolone=5
was reacted with f-chloro propionitrile in alkaline medium under condi-
tions which permit a full enolization of pyrazolone (an equivalont amount
of sodium in tertiary butyl gloohol) with the formation of two products
(x) and (XI) which were separated by ¢ractional crystallization. These V//
compounds had the same empirical formula which corresponds to the mono- —
cyanoethylated product. With iron chloride they did not produce the
violet color characteristic of the enol form. They differed, however,

by their melting points and the solubility in water. A test melting of

a mizxture of the two products showed no temperature depression. Com-
pounds (X) and (X1) show the same infrared spectra whose lines are
characteristic of C=N and C = N (in the ring) whereas the lines of the

card 2/3
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carbonyl group are lacking. On the bagsis-of thege and further studies
the structure of the P-cyanocethyl ethers of 3~methyl-5-oxypyrazole
could be ascribed to compounds (X) and (XI), and their difference could
. be explained by the presence of crystalline modifications (Scheme 3).
K There are T references: 2 Soviet, 2 US;, and 3 German.

ASSOCIATION: Moskovskiy gosudarstvennyy univeraitet (Moscow State
University)

SUBMITTED: July 15, 1959

APPROVED FOR RELEASE: 03/15/2001 CIA-RDP86-00513R001962910011-1"



"APPROVED FOR RELEASE: 03/15/2001 CIA-RDP86-00513R001962910011-1

U B N S el P WSS A MO P U8 SRS K0 8 'l i l‘ it H IRl HII A llIUl 1AL P B I S - _ ]
. ’]1

“.‘ xos’f, A.“o; A l .

1w -
R

' B.
AP} VIKTOROVA, Yo.Ae} YRSEL SOM,
wm'm.m’ ’ = ide Zhur.ob.
unds ad contact jnsectic (uIBL 13.7)
Tnner cOMPLEX S0, ohoy J1 '60-
R uni.voreitet.

ennyy
1. Moskovakiyl go:\;t“-;;ﬂ“ " (Insecticides)
(Complex

*—"7_—‘— - ECTIT
ermee R TSN CEH O mm TF73F] N'Imﬁ lmlmﬂ!"l‘l
' PR N

TR sl
! [IEER |1¥l'.:.r.:h LI R hl”l Hllm ]

_‘TH_’I_"I_\_'T !—P—r'*—y _T'_"T_I
nmmlm ] mmmm’mammm

= %"l

APPROVED FOR RELEASE: 03/15/2001 CIA-RDP86-00513R001962910011-1"



fe ’|‘. IRTEE
e ot S

i}
RN

CIA-RDP86-00513R001962910011-1

AL

I

1
1

HEREEHILHENRIF 1A LR 11170

At

03/15/2001

"APPROVED FOR RELEASE

a/019, S\ouo\ooa\oo{?&
ro0a /2064

rentivev, Ao } Y Yincgradova, Yeo. Tas

AUTHORS! Koty A ¥,y T .
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TITLE: sddivion of Aroaatic Azines and Phenyl B Arazine[to
2-Methyl=5-vi 3 pyridive 17
PERIODICAL: urnal obshchey yhialli, 1960, ¥ol. 30, So. 8,
2

pp. 2956 - 2
2ine resdts 2D beated with sniline in ¢ ..\
2orsatics ef na-.ﬁdvuv\.m(vvﬁun v

TEXT: »\n-»wuucvuﬂb«— pret
gader S0 2

presencs of metallic zofie2
-l.»boo.b«:onun;»:o (1) .

- { 9 " e
num&vuvulnn‘.nnu - ﬂnﬂtﬂnu nmwhmuvn nuunmunu aﬁu
eocur wilh etnyl anilins, S, w-y 222 s-tolutdine, o aa4 peanieldizs.
with ntoo-vnﬂ..w- peacting more easily. 4167 yieid 22 the-additic2
product was ohtained with uuﬂbqvwwuﬂ axtne, It 328 not possidle to
1g0lats e reaciion prodzet with u.nunuuuoso diamine. 3 oooﬂa!sﬂﬂuun

aslolly of the auino § 4
1
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